SETAL PRESS]

Environmental Toxicology and Chemistry, Vol. 9999, No. 9999, pp. 1-14, 2016
Published 2016 SETEC
Printed in the USA

Environmental Toxicology

PRIMARY SOURCES AND TOXICITY OF PAHS IN MILWAUKEE-AREA
STREAMBED SEDIMENT

AusTtIN K. BALDWIN,*1 STEVEN R. Corsi,T MICHELLE A. LuTz,} CHRISTOPHER G. INGERSOLL,{ REBECCA DORMAN,

CHRISTOPHER MAGRUDER,§ and MATTHEW MAGRUDERS
1US Geological Survey, Middleton, Wisconsin, USA
1US Geological Survey, Columbia, Missouri, USA
§Milwaukee Metropolitan Sewerage District, Milwaukee, Wisconsin, USA

(Submitted 10 May 2016, Returned for Revision 23 June 2016; Accepted 21 November 2016)

Abstract: High concentrations of polycyclic aromatic hydrocarbons (PAHs) in streams can be a significant stressor to aquatic
organisms. To understand the likely sources and toxicity of PAHs in Milwaukee-area streams, streambed sediment samples from 40
sites and parking lot dust samples from 6 sites were analyzed for 38 parent PAHs and 25 alkylated PAHs. Diagnostic ratios, profile
correlations, principal components analysis, source-receptor modeling, and mass fractions analysis were used to identify potential
PAH sources to streambed sediment samples, and land-use analysis was used to relate streambed sediment PAH concentrations to
different urban-related land uses. On the basis of this multiple lines-of-evidence approach, coal-tar pavement sealant was indicated as
the primary source of PAHs in a majority of streambed sediment samples, contributing an estimated 77% of total PAHs to samples, on
average. Comparison with the probable effect concentrations and (or) the equilibrium partitioning sediment benchmark indicates that
78% of stream sediment samples are likely to cause adverse effects to benthic organisms. Laboratory toxicity tests on a 16-sample
subset of the streambed sites using the amphipod Hyalella azteca (28-d) and the midge Chironomus dilutus (10-d) measured significant
reductions in 1 or more biological endpoints, including survival, in 75% of samples, with H. azteca more responsive than C. dilutus.
Environ Toxicol Chem 2016;9999:1-14. © 2016 The Authors. Environmental Toxicology and Chemistry Published by Wiley

Periodicals, Inc. on behalf of SETAC.

Keywords: Polycyclic aromatic hydrocarbons (PAHs)

INTRODUCTION

Polycyclic aromatic hydrocarbons (PAHs) are widespread
contaminants in urban aquatic sediments and typically occur as
complex mixtures [1,2] with numerous natural and anthropo-
genic sources. Polycyclic aromatic hydrocarbons are catego-
rized as either petrogenic or pyrogenic: petrogenic PAHs form
at low temperatures over geologic time scales, whereas
pyrogenic PAHs form rapidly at high temperatures during
incomplete combustion of carbon-based material. Sources of
petrogenic PAHs include fossil fuels such as unprocessed coal
and crude and refined petroleum products (gasoline, diesel,
motor oil, home heating oil, lubricants, and asphalt) [3].
Pyrogenic PAHs come from natural sources, such as forest and
grass fires and volcanic eruptions, and from anthropogenic
sources, such as gasoline- and diesel-engine exhausts, coal-fired
power plant emissions, coke-oven emissions, residential wood
burning, creosote, and coal tar from legacy manufactured gas
plants and pavement sealants [2—4].

Polycyclic aromatic hydrocarbons are transported to streams
and lakes via atmospheric deposition; industrial and wastewater
discharges; and runoff from surfaces such as streets, parking lots,
and rooftops [4,5]. Most PAHs are hydrophobic and thus sorb to
suspended particulates in the water column and subsequently
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precipitate and accumulate in streambed and lakebed sediments.
Some PAHs are toxic, carcinogenic, mutagenic, and (or)
teratogenic and can therefore be detrimental to aquatic
organisms [6]. Sediment contaminated with PAHs can also
pose an economic burden to communities charged
with contamination clean-up. Communities in the area of
Minneapolis—St. Paul (MN, USA) estimate that the disposal
cost of dredged sediment from storm water ponds will reach
$1 billion, because elevated PAH concentrations in the
sediment—chiefly from coal-tar—based pavement sealant—
require disposal in specially lined landfills [7]. In the Great
Lakes region (USA), more than $500 million has been spent since
2002 at 19 different sites to clean up contaminated sediment, with
a primary focus on polychlorinated biphenyls and PAHs [8].

A recent study of streams in the area of Milwaukee (WI,
USA) found that, among 15 classes of organic contaminants,
PAHs posed the greatest risk to aquatic organisms [9]. The
present study provides a more comprehensive assessment of
the potential toxicity of sediment-associated PAHs to benthic
aquatic organisms in Milwaukee-area streams by comparing
PAH concentrations in streambed sediment samples with
sediment quality guidelines and through laboratory toxicity
tests. In addition, a multiple-lines-of-evidence approach is used
to determine the most important sources of PAHs to Milwaukee-
area streambed sediment. Individually, each diagnostic method
used in the present study has limitations and uncertainties. By
using a multiple-lines-of-evidence approach, the uncertainties
of each method are mitigated, and common conclusions are
strengthened [10,11]. The diagnostic methods used for
identification of PAH sources were land-use analysis [12],
ratios of parent to alkylated PAHs [2], ratios of high molecular
weight to low molecular weight PAHs [7], diagnostic ratios of
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compound pairs [13], PAH profiles [14], principal components
analysis [15], the US Environmental Protection Agency
(USEPA) Chemical Mass Balance (CMB) 8.2 receptor model
[7], and mass fraction analysis [16].

METHODS

Site selection

summer 2014 from 40
in the Milwaukee area

Samples were collected during
streambed and 6 parking lot sites

A K. Baldwin et al.

(Figure 1; Supplemental Data, Table S1). The streambed sites
were selected to represent watersheds with a range of urban land
uses: residential, commercial, industrial, transportation (roads
and streets), parking, and other urban uses. Combined, these
urban land uses make up 14% to 99% of each watershed
(median, 81%; Supplemental Data, Table S1). Drainage areas to
each watershed ranged from 0.3 km? to 2239 kmz, and stream
characteristics such as depth, turbidity, and canopy cover varied
widely. Upland soils are glacial in origin and dominated by sand
loams, silt loams, and clay loams [17]. Streambeds were low
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Figure 1. Map of sampling sites. Land-use data from Southeastern Wisconsin Regional Planning Commission (SEWRPC) detailed 2010 Land Use

Inventory [33]. Site abbreviations are defined in Supplemental Data, Table S1.
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gradient with a large variation in composition from cobbles to
fine sediments. Area parking lots were sampled for comparison
with other studies, which have found parking lot pavement
sealants to be a primary source of PAHs to streams [7,13], and
for comparison with streambed sediment samples. Parking lot
sites were selected based on composition (concrete or asphalt)
and sealed status (sealed or unsealed), broad geographic
distribution spanning the stream sampling area, and close
proximity (as close as 100 m) to 1 or more sampled streambed
sites.

Sample collection and analysis

Sample collection methods are detailed in the Supplemental
Data. To summarize, streambed sediment—composed mostly
of silt, but also clay and sand—was composited from the upper
25mm to S0mm in multiple depositional areas at each site.
Parking lot dust and particulates were collected by using a
stainless steel vacuum. Following collection, all samples were
stored in the dark at 4°C and shipped, on ice, to the US
Geological Survey (USGS) National Water Quality Laboratory
in Denver, Colorado. Environmental duplicates were collected
at 2 sites (LIN-O1 and PL-BANK), with a median relative
percentage difference of 11.5%. Environmental and laboratory
quality-control samples are further discussed in the Supple-
mental Data.

Samples were analyzed for 38 parent and 25 alkylated
PAHs by the USGS National Water Quality Laboratory
(NWQL analytical schedules 5506 and 5507; Supplemental
Data, Table S2). Including alkylated compounds enabled
computation of ratios of parent to alkylated compounds, a
useful source identification method that is not possible if
analysis is limited to the 16 EPA Priority Pollutant PAHs
(Supplemental Data, Table S2). Laboratory analytical meth-
ods are described in detail in Zaugg et al. [18], and are
summarized in the present study. Surrogate compounds were
added to each sample prior to extraction using water/isopropyl
alcohol. Compounds of interest were isolated from the water/
isopropyl alcohol extracts by using polypropylene solid-phase
extraction (SPE) cartridges followed by elution with a mixture
of dichloromethane (DCM) and diethyl ether (DEE). The
DCM-DEE eluent was further cleaned up by passing through
a sodium sulfate/Florisil® SPE cartridge. The extract volume
was reduced to 500 pL, and internal standards were added.
The extracts were analyzed by capillary-column gas chroma-
tography/mass spectrometry.

Laboratory reporting levels varied by compound and by
sample. The default reporting levels of parent and alkylated
compounds were 0.025mg/kg and 0.05 mg/kg, respectively.
However, reporting levels were often scaled up because
sample extracts had to be diluted or because sample weights
were below the default 10 g (reporting levels were scaled by
sample weight). The median adjusted reporting level of parent
compounds was 0.27 mg/kg, with a maximum of 3.03 mg/kg,
and the median adjusted reporting level of alkylated
compounds was 0.55 mg/kg, with a maximum of 3.98 mg/kg
(Supplemental Data, Figure S1). Nondetections made up 10%
of results for the 16 USEPA Priority Pollutants, 46% of results
for the alkylated compounds, and 35% of the total results.
Zeros were used as conservative substitutes for nondetections
in summations of total sample concentrations (2PAH;).
Samples with nondetections were excluded from diagnostic
ratios, PAH profiles, principal component analysis, and the
CMB model.
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Toxicity assessment using sediment quality guidelines

Potential toxicity of streambed sediments to aquatic
organisms was assessed by using comparisons with the
following sediment quality guidelines: the probable effect
concentration (PEC), the threshold effect concentration (TEC),
and the sum equilibrium-partitioning sediment benchmark
toxicity unit (XESBTU). The PEC (22.8 mg/kg for SPAH ) is
the concentration above which adverse effects on aquatic
organisms are likely; the TEC (1.61 mg/kg for SPAH ) is the
concentration below which adverse effects are unlikely [19,20].
The PEC quotients (PECQs) and TEC quotients (TECQs) were
computed for each sample by dividing the PAH ;¢ concentra-
tion in the sample by the PEC and TEC, with adverse effects to
benthic organisms predicted at PECQs greater than 1.0 and
unlikely at TECQs less than 1.0 [19].

The XESBTU approach accounts for the biological
availability of individual PAH compounds in a mixture, and
is applicable across sediment types [21]. To compute the
SESBTU, total organic carbon (TOC)-normalized concentra-
tions of 37 PAHs were divided by compound-specific final
chronic values and summed. Streambed sediments with
SESBTUs less than 1.0 are expected to be nontoxic to benthic
organisms, whereas sediments with SESBTUs greater than 1.0
are expected to have adverse effects.

Toxicity assessment using laboratory toxicity tests

Laboratory toxicity tests (i.e., bioassays) on a subset of 16
streambed sediment samples (Supplemental Data, Table S1)
were conducted at the USGS Columbia Environmental
Research Center (Columbia, MO; details of the toxicity tests
are provided in the Supplemental Data). Two control
sediments were also tested: Spring River sediment [22,23]
and quartz sand [24]. Individual PAH compound concen-
trations of the control sediments were below the reporting
level of 0.02mg/kg. Two species were tested: the midge
Chironomus dilutus and the amphipod Hyalella azteca.
Duration of the exposures was 10 d for midges and 28 d
for amphipods. Endpoints measured were amphipod survival,
dry weight (estimated from length), and biomass; and midge
survival, ash-free-dry weight (AFDW), and biomass. Surviv-
ing amphipods at the end of the 28-d sediment exposure were
exposed for 4h to 7.5 MW/cm2 ultraviolet (UV as UVB) light
to evaluate the phototoxicity of PAHs accumulated by
amphipods. The light intensity was selected to be representa-
tive of levels of UV light in aquatic environments [25,26].
Survival and mobility of amphipods at the end of the UV light
exposure were evaluated, and organisms were preserved for
length measurements. Survival was established based on
movement observed during a 5-s observation period after
organisms were gently prodded with a pipette. Immobility was
established based on the observation of surviving organisms
exhibiting lethargic movement (e.g., lack of active swimming
after prodding with a pipette).

Statistical analyses of toxicity endpoints were done in
accordance with guidelines of the USEPA [27] and the ASTM
International [28,29]. Differences in toxicity endpoints relative
to control sediments were determined by analysis of variance
(ANOVA) with mean separation by Duncan’s multiple-range
test at p < 0.05. Statistical analyses were conducted by using
1-way ANOVA at p=0.05 for all endpoints except length,
which was analyzed with a 1-way nested ANOVA at p =0.05
(amphipods nested within a beaker [30]). Before statistical
analyses were performed, all data were tested for normality.
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Data for endpoints that were not normally distributed were
either transformed with arcsin transformation (survival) or log-
transformation (length, weight, biomass), or converted to ranks
(if the endpoint data were heterogeneous) before statistical
analysis. Regression curves displayed in pairwise graphs
between endpoints and computed PECQs and 3ESBTUs
were fit with 3-parameter log-logistic models using the drm
function from the drc package in the R statistical computing
software [31].

Watershed land use

A geographic information system (GIS) was used to
generate watershed boundaries with Esri’s geoprocessing
service, Watershed, accessible through ArcGIS Online [32].
Digital elevation data used by the tool were at a resolution of
30m. Boundaries were compared with digital topographic
maps and aerial imagery, and any issues encountered were
corrected manually. Corrected boundaries were used to
summarize land-use data for each site by using data from
the Southeastern Wisconsin Regional Planning Commission
(SEWRPC) detailed 2010 Land Use Inventory [33]. The
SEWRPC land-use codes were grouped into land-use
categories as follows: residential (100s), commercial (200s),
industrial (300s), roads and streets (411-418G), parking
(425-437), other urban (441-712), natural areas (731-799 and
910-950), and agriculture (811-871).
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Identification of PAH sources

Land-use analysis. Relations between different urban land
uses and streambed sediment XPAH,¢ concentrations were
assessed by using Spearman correlation with a significance level
(p value) of 0.05.

Parent/alkylated and high molecular weight/low molecular
weight compounds. Ratios of parent and alkylated PAHs were
used to differentiate between petrogenic (generally dominated
by alkylated compounds) and pyrogenic (generally dominated
by parent) PAHs [2]. The parent compounds were anthracene,
benz[a]anthracene, benzo[a]pyrene, benzo[e]pyrene, chrys-
ene, fluoranthene, naphthalene, perylene, phenanthrene, and
pyrene; alkylated compounds were the C1 to C4 alkylated
forms of the parents. In addition, ratios of low molecular
weight (2-3 ring) and high molecular weight (>3 ring) PAHs
(Supplemental Data, Table S2) were used to differentiate
between petrogenic PAHs (generally dominated by low
molecular weight compounds) and pyrogenic PAHs (generally
dominated by high molecular weight compounds) [7].

Diagnostic ratios. Different PAH sources are often charac-
terized by diagnostic ratios (called ratios hereafter) of
particular compounds, which can be used for PAH source
identification [2,4,13]. The following ratios were computed for
samples and compared with source ratios from the literature:
anthracene/(anthracene+phenanthrene), fluoranthene/pyrene,
fluoranthene/(fluoranthene+pyrene), benz[a]anthracene/(benz

Table 1. Polycyclic aromatic hydrocarbon (PAH) sources used in diagnostic methods

PAH source PAH source (abbreviation) PAH source (abbreviation)
category [reference] Method [reference] Method
Petrogenic Kerosene (KERO) [13] DR Lubricating oil (LOIL) [13] DR
Diesel oil (DOIL) [13] DR Coal (COA1) [13] DR
Crude oil (CRU1) [13] DR Coal (COA2) [2] DR
Crude oil (CRU2) [2] DR Asphalt (ASP1) [13] DR
Shale oil (SHAL) [13] DR Asphalt (ASP2) [34] P
Coal comb. Power plant emis. (PPLT) [34] P Hard coal briquette comb. (CCB4) [13] DR
Coal average (CCB1) [34] P Residential heating (RESI) [34] P
Lignite and brown coal comb. (CCB2) [13] DR Coke oven emis. (COKE) [34] P
Bituminous coal comb. (CCB3) [13] DR
Vehicle related Diesel vehicle particulate emis. (DVEM) [34] P Vehicle/traffic average (VAVG) [34] P
Diesel comb. (DCOM) [13] DR Tire particles (TIRE) [34] P
Gasoline vehicle particulate emis. (GVEM) [34] P Used motor oil #1 (UMOL1) [34] P
Gasoline comb. (GCOM) [13] DR Used motor oil #2 (UMO2) [34] P
Traffic tunnel air (TUN1) [34] P Used engine oil, gas vehicle (UEOG) [13] DR
Roadway tunnels (TUN2) [13] DR Used engine oil, diesel vehicle (UEOD) [13] DR
Urban background Road dust (ROAD) [13] DR Urban air (URBN) [13] DR
Plant comb. Pine wood soot particles #1 (PIN1) [34] P Wood comb. (WDCB) [13] DR
Pine wood soot particles #2 (PIN2) [7] P Grasses comb. (GRAS) [13] DR
Oak wood soot particles (OAKS) [7] P Bush fire (BUSH) [13] DR
Wood soot (WDST) [13] DR Savanna fire particulate (SAVA) [13] DR
Coal tar Coal-tar-sealed pavement dust, 6-city avg. (CTD6) [34] DR, P Coal tar product (CTR1) [2] DR
Coal-tar—sealed pavement dust, 7-city avg.—CTD6 [34] DR, P Coal tar NIST SRM1597 (CTR2) [13] DR
-+ Milwaukee avg. from present study—(CTD7)
Creosote Creosote-treated wood piling (CRE3) [13] DR Creosote product (CRE4) [2] DR, P
Creosote-treated railway ties (CRE2) [59] DR, P
Miscellaneous Fuel-oil comb. particles (FOC1) [34] P Crude oil comb. (CRCB) [13] DR
No. 2 fuel oil comb. (FOC2) [13] DR Lubricating oil, re-refined (LUBR) [13] DR
Kerosene comb. (KERC) [13] DR

DR =diagnostic ratios; P=PAH profiles and principal components analysis and Chemical Mass Balance Model; avg=average; emis. = emissions;

comb. = combustion.
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[a]anthracene+-chrysene), indeno[1,2,3-cd]pyrene/(indeno
[1,2,3-cd]pyrene+benzo|g,h,i]perylene), and benzo[b]fluoran-
thene/benzo[k]fluoranthene. These ratios use compounds
within a given molecular mass, which minimizes confounding
factors such as weathering, volatility, and water solubility [13].
Ratios were not computed in cases of nondetections. Double-
ratio plots and Euclidean distances between published source
ratios (Table 1) and sample ratios were used to identify sources
with ratios most similar to the samples.

PAH profiles

The PAH profiles of sources and streambed sediment
samples were compared quantitatively for a subset of 12 PAHs
(Supplemental Data, Tables S2 and S4). This 12-PAH subset
enabled utilization of PAH source profiles from previous
studies [7,14,34]. A mean profile of proportional PAH
concentrations was computed for 33 streambed sediment
samples; 6 streambed sediment samples (LIN-04, MIL-03,
WIL-01, LMN-03, LYO-01, and KKR-03) were omitted
because of nondetections, and the West Milwaukee Ditch
sample (WMD-01) was analyzed separately because it had a
profile that was very different from other samples. Creosote was
analyzed separately from other sources because benzo[e]pyrene
concentrations in creosote were not provided in the literature,
and therefore the PAH profiles for the creosote sources included
11 instead of 12 compounds. A new source profile, CTD7, was
created by averaging the 6 individual coal-tar—sealant parking
lot dust profiles used in CTD6 [34] with the 2 Milwaukee
parking lots assumed to be sealed with coal-tar sealant (rather
than asphalt-based sealant) based on very high PAH concen-
trations in associated dust (mean of 22 800 mg/kg; PL-BANK,
PL-DMV).

The similarity between PAH profiles of sources and
streambed sediment samples was evaluated by using the chi-
square statistic (x?), calculated as the square of the difference
in proportional PAH concentrations divided by the mean of
the 2 values, summed for the 12 PAHs [14]. A lower X2
indicates greater similarity between source and sample
profiles.

Principal components analysis

Principal components analysis was performed using the
same 12-compound PAH profiles discussed in the PAH profiles
section (11-compound profiles for creosote sources; Supple-
mental Data, Table S4), with data standardized to have a mean
of 0 and unit variance. Euclidean distances in n-dimensional
space were computed between sources and samples in the space
defined by the principal components that accounted for >10%
of the variability. Sources with the shortest Euclidean distance
to the samples were considered to be most similar to the
samples. Graphs between all combinations of principal
components 1 to 4 were also used to assess similarity among
sources and samples. The principal component analysis
computation was done using the prcomp function from the
stats package in R [35].

Chemical Mass Balance receptor model

The USEPA CMBS.2 receptor model [36] was used to
estimate the contributions of different PAH sources to
streambed sediments. Although originally developed for
atmospheric contaminants, the CMB model has been applied
to sediment contaminants by numerous studies [7,14,37,38].
Modeling procedures developed in those studies were used in
the present study. Twelve-compound PAH profiles were used
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for PAH sources and sediment samples (Supplemental Data,
Table S4). Each model run attempted to fit numerous PAH
source profiles to an individual sediment sample profile by using
source elimination with up to 20 iterations [7]. Uncertainty
was set at 40% for source profiles and at 20% for sediment
sample profiles, with a default minimum source projection
of 0.95 [7]. Samples with 1 or more nondetections in the
12-compound PAH profile were not included (LIN-04, MIL-03,
WIL-01, LMN-03, LYO-01, and KKR-03). Model results were
output as comma-separated value files for analysis in the R
statistical computing software [35].

Two rounds of CMB model runs were done: the first used a
wide array of PAH source profiles, and the second used a
narrower set of PAH source profiles. In the first round, the
model was run 75 times for each sample, using different
combinations of sources (Supplemental Data, Table S5). Each
run included 4 to 7 PAH sources; inclusion of more than 7
sources often resulted in failure to converge, likely because of
collinearity between PAH sources [7]. One source profile
from each of the following source categories was included in
all runs: coal combustion, vehicle emissions, wood combus-
tion, and either asphalt or coal-tar—sealant pavement dust.
Numerous studies have found that coal-tar sealant is a major
source of PAHs to streams [7,12,14,39,40]; excluding it from
some models and instead including asphalt provided a
negative control for coal-tar sealant. Additional PAH source
profiles often included in model runs were motor oil, fuel oil
combustion, and tire particles. Multiple PAH profiles were
available in the literature for some sources, such as coal
combustion, used motor oil, wood combustion, and coal-tar—
sealant dust. In such cases the profile most similar to the
streambed sediment profiles was used, as determined from the
PAH profile comparisons discussed in the PAH Profiles
section. The creosote-related sources (CRE2 and CRE4) were
not included in the CMB model because PAH profile
comparisons and principal components analysis both indi-
cated little similarity between these sources and the
Milwaukee streambed sediment samples, and because the
12-compound profile used in the CMB model was not
available for the creosote sources.

The results of the first round of CMB model runs were
filtered based on basic model performance measures. As
described in Coulter [36], models were excluded from further
consideration if R? values were less than 0.8, X2 values were
greater than 2.0, or mass percentage (measured concentration/
model-estimated concentration) was outside of 80% to 120%.
The remaining models for each sample were ranked based on
their R? and x2 values, and the ranks were used to identify the
10 best models for each sample. The 5 to 6 most frequently
occurring sources within the 10 best models were used as the
final source inputs for each sample in the second round of CMB
model runs.

The second round of CMB model runs consisted of 4
scenarios for each sample: with and without phenanthrene in
the PAH profiles, and with and without coal-tar—sealed
pavement dust as a potential source. Models with and
without phenanthrene were run because past studies have
noted model overestimation of that compound because of its
low molecular weight and volatility [14]. Running the model
without coal-tar—sealed pavement dust provided a negative
control to evaluate model performance without that source.
The Rz, xz, mass percentage, and 7-statistics of the final 4
models were used to identify the overall best model for each
sample.
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Table 2. Summary of polycyclic aromatic hydrocarbons (PAHs) and toxicity quotients for individual samples

Site abbreviation® TOC (%) SPAH,¢ (mg/kg) Parent:alkyl ratio HMW:LMW ratio PECQ TECQ SESBTU

Streambed sediment samples
BUT-01 4.3 73.9 3.1 49 32 45.9 2.7
DOU-01 10.0 120 23 4.7 5.3 74.6 2.0
EDG-01 5.8 40.7 2.1 5.5 1.8 25.3 1.2
HON-01 1.3 33.7 2.5 4.3 1.5 21.0 4.3
HON-02 3.9 93.0 2.5 4.1 4.1 57.8 4.0
KKR-02 3.7 125 2.5 2.3 5.5 71.5 6.0
KKR-03 0.3 1.4 0.0 4.0 0.1 0.9 1.2
LIN-01 5.6 57.0 2.0 4.2 2.5 35.4 1.7
LIN-02 2.1 83.6 2.4 3.9 3.7 51.9 6.7
LIN-03 5.6 208 42 4.0 9.1 129 5.9
LIN-04 0.7 2.1 0.2 2.6 0.1 1.3 0.7
LLY-02 3.0 4.6 23 4.2 0.2 2.8 0.3
LMN-01 2.6 243 2.2 4.8 1.1 15.1 1.6
LMN-02 35 13.5 32 6.8 0.6 8.4 0.6
LMN-03 5.4 0.6 25 2.3 0.0 0.4 0.0
LYO-01 14 6.0 0.0 3.7 0.3 3.7 1.3
MEN-01 2.5 329 2.6 3.8 14 20.5 22
MEN-02 1.0 41.0 2.9 4.7 1.8 25.4 6.6
MEN-03 7.3 57.1 23 5.4 2.5 355 1.3
MEN-04 2.3 1.5 2.4 2.8 0.1 0.9 0.1
MEN-05 3.9 36.6 2.7 4.6 1.6 22.7 1.5
MIL-01 6.8 25.6 2.2 4.3 1.1 15.9 0.6
MIL-02 4.4 54.0 1.5 2.9 2.4 33.6 2.4
MIL-03 1.7 35 0.0 3.1 0.2 2.1 0.6
MIL-04 3.9 31.1 2.5 49 14 19.3 1.3
NOR-01 33 128 2.9 5.0 5.6 79.4 6.2
NOY-01 3.7 354 23 32 1.6 22.0 1.7
ROO-01 1.8 20.5 2.8 53 0.9 12.8 1.8
ROO-03 3.0 131 3.1 35 5.8 81.5 72
ROO-04 1.8 12.9 3.0 3.9 0.6 8.0 1.2
ROO-06 6.1 84.2 2.4 5.3 3.7 52.3 22
ROO-07 0.7 31.2 2.9 4.5 14 19.4 7.0
SCH-01 1.6 13.2 23 4.7 0.6 8.2 1.4
UND-02 2.5 5.7 3.7 52 0.3 3.6 0.4
UND-03 2.4 169 3.0 35 7.4 105 11.5
UND-04 2.8 104 2.6 3.7 4.5 64.4 6.2
WIL-01 5.4 1.9 2.7 3.0 0.1 1.2 0.1
WMD-01 1.1 119 6.7 6.8 5.2 74.2 17.1
WPC-01 4.8 132 2.5 3.8 5.8 82.1 4.6
WPC-02 4.4 44.2 2.5 4.1 1.9 27.4 1.7

Parking lot dust samples
PL-AZ 33 16.5 2.5 5.6 0.7 10.2 0.8
PL-BSM 1.5 53 1.7 3.8 0.2 33 0.6
PL-SRM 2.8 2.7 1.1 3.5 0.1 1.6 0.2
PL-BANK 7.0 24,907 6.1 5.7 1,092 15,471 531
PL-DMV 35 20,621 4.5 3.0 905 12,809 929
PL-MLHS 7.1 14.2 2.6 5.8 0.6 8.8 0.3

“See Supplemental Data, Table S1 for definitions of site abbreviations.

TOC =total organic content; XPAH;¢ = sum concentration of US Environmental Protection Agency 16 priority pollutant PAH compounds; HMW = high
molecular weight; LMW = low molecular weight; PECQ = consensus-based probable effect concentration quotient; TECQ = consensus-based threshold effect
concentration quotient; SESBTU = sum equilibrium partitioning sediment benchmark toxicity unit.

Mass fractions

Mass fraction analysis was used to evaluate how much of a
PAH source material, in mass percentage, would be necessary
to achieve the PAH concentrations measured in Milwaukee
streambed sediment samples. The PAH,¢ concentrations in
samples were divided by mean PAH concentrations of
potential sources gathered from the literature. For each
potential source of PAHs, this analysis provided a hypotheti-
cal mass fraction of source material in each sediment sample,
assuming negligible contributions from other sources. This
method has been used as a tool to eliminate potential PAH
sources as the primary source to environmental samples
because of unlikely or even impossible mass fractions of
source material required to achieve environmental
concentrations [16].

RESULTS
Observed concentrations

Total PAH,¢ concentrations in streambed sediment ranged
from 0.6mg/kg to 208 mg/kg, with a mean and median of
55.1 mg/kg and 36.0 mg/kg, respectively (Table 2; Supplemen-
tal Data, Table S6; see also the Data availability statement). The
dust samples from concrete and unsealed asphalt parking lots
(PL-AZ, PL-BSM, and PL-SRM) had 3PAH,¢ concentrations
of 2.7mg/kg to 16.5 mg/kg, similar to or lower than concen-
trations measured in most streambed sediment samples,
eliminating dust from these types of surfaces as primary PAH
sources to the streambed sediment. The concentrations in dust
vacuumed from 2 of the 3 sealed asphalt parking lots
(PL-BANK, 24 908 mg/kg; PL-DMV, 20 622 mg/kg) were
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Figure 2. Relations between computed sediment-quality quotients
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partitioning sediment benchmark toxicity units [YESBTU]) and mean
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sediment samples. Fitted lines are from 3-parameter log-logistic
regression. X =controls; circles =environmental samples; red-filled
circles =samples with statistically significant reductions relative to
control; UV = ultraviolet light; SPAH, =sum of n polycyclic aromatic
hydrocarbon compounds.

3 orders of magnitude higher than those from the concrete and
unsealed lots and comparable to concentrations previously
reported for coal-tar—based pavement sealant dust [41]. Dust
vacuumed from the third sealed asphalt parking lot, PL-MLHS,
had a SPAH ;¢ concentration of 14.7 mg/kg, in the range of
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concentrations previously reported for dust swept from asphalt-
seal-coated pavement [41].

Toxicity to aquatic organisms

A PECQ benchmark value of 1.0 was exceeded in 68% of the
streambed sediment samples, and a SESBTU benchmark value
of 1.0 was exceeded in 78% of streambed sediment samples
(Table 2). The highest PECQ was 9.1, occurring at LIN-03
(Lincoln Creek at 76th Street), and the highest XESBTU was
17.1, occurring at WMD-01 (West Milwaukee Ditch). The
TECQs exceeded 1.0 in 37 of 40 streambed sediment samples.

Prior to UV exposure, H. azteca and C. dilutus survival rates
were not significantly different in samples than in controls in the
16 streambed sediment samples included in laboratory toxicity
tests (Supplemental Data, Table S7). Significant reductions,
relative to control, in dry weight and in biomass of amphipods or
midges were measured in 3 samples (19%). Following UV
exposure of H. azteca, significant reductions in survival
(relative to control) were observed in 5 of 16 samples (31%),
and significant reductions in mobility (relative to control) were
observed in 11 of 16 samples (69%; Figure 2). Significant
immobility of H. azteca was observed in 85% and 91% of
samples that had SESBTU and PECQ values greater than 1.0,
respectively.

Identification of PAH sources

Land-use analysis. Of 5 primary urban land-use categories
(residential, roads and streets, parking, commercial, and
industrial), only 2 were significantly related to ZPAHq
concentrations: parking lot coverage in the drainage area and
commercial land use (Figure 3). Parking lot land use was most
strongly correlated with ZPAH;s concentrations, with a
Spearman’s rank correlation coefficient of 0.75 (Figure 3C).
Commercial land use, which includes areas such as stores,
malls, restaurants, and businesses, but does not include adjacent
parking areas, had a Spearman’s rank correlation coefficient of
0.65. General urban land use (the combination of the 5 primary
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Figure 3. Relations between streambed sediment total PAH 4 concentrations and the percentage of each basin in different urban-related land uses. Land uses in
(F) are the sum of (A-E). An asterisk represents significant differences at p < 0.05. r = Spearman correlation coefficient; PAH ;¢ = 16 polycyclic aromatic

hydrocarbon compounds.
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urban land-use categories; Figure 3F) was not significantly
related to ZPAH ¢ concentrations.

Parent/alkyl and high molecular weight/low molecular weight
PAH compounds

Parent PAH compounds were dominant over alkylated PAH
compounds in Milwaukee streambed sediment samples,
indicating a pyrogenic rather than petrogenic PAH source [2].
The median ratio of parent:alkylated compounds in the 40
streambed sediment samples was 2.5 (Supplemental Data,
Figure S2). The median ratio of high molecular weight:low
molecular weight compounds was 4.2, also indicating a
dominantly pyrogenic source of PAHs [7].

Diagnostic ratios

The PAH compound ratios of streambed sediment samples at
most sites were very similar regardless of the PAH concen-
trations of the samples, suggesting a common PAH source
(Figure 4). Of all sources considered, coal-tar—sealed pavement
dust ratios (CTD6, CTD7) were most similar to those of the
streambed sediment samples on the basis of the shortest mean
Euclidean distances between ratios of sources and samples
(Figure 4; Supplemental Data, Table S8). Other sources with
ratios similar to streambed sediment samples in at least 1 of the
double-ratio plots but not all double-ratio plots included
creosote product (CRE4) and creosote-treated wood pilings
(CRE2), coal tar SRM1597 (CTR2), hard coal briquette
combustion (CCB4), bituminous coal combustion (CCB3),
grass combustion (GRAS), kerosene (KERO), wood soot
(WDST), and urban air (URBN).

The 6 Milwaukee parking lot dust samples clustered with or
near the stream samples for each of the diagnostic ratio
evaluations (Figure 4). The parking lot samples also closely
matched those of coal-tar—sealant dust, regardless of the parking
lot composition or sealed status (concrete, unsealed asphalt, or
sealed asphalt).

The median BbF/BKF ratio of streambed sediment samples
(not plotted because of limited source information) was 2.54
(range, 2.21-3.07). The parking lot samples had similar ratios,
with a median of 2.56 (range, 2.41-2.71). The median ratios
were virtually identical to the BbF/BKF ratio of 2.53 reported for
weathered coal-tar—sealant scrapings [42]. Reported BbF/BKF
ratios for NIST SRM diesel particulate matter and urban dust
were 2.94 and 3.43, respectively [43,44].

The median FluA/Pyr ratio of streambed sediment samples
(not plotted) was 1.35 (range, 0.13—1.58), similar to the mean
reported for coal-tar—sealant pavement dust from 6 US cities
(1.34 [34]) and also to coal-tar product (1.29 [45]). Other
sources with a similar ratio included iron/steel plant flue gas
(1.43), wood-burning emissions (1.26), diesel engine soot
(1.26), and highway dust (1.40) [2]. Sources with a dissimilar
ratio include urban background (0.9+0.2), urban runoff
(0.23-1.07), creosote (1.52—1.70), creosote-contaminated sedi-
ment (1.59), and asphalt (<0.11) [2,46].

PAH profiles

The PAH profiles of the 33 streambed sediment samples
were very similar to one another and most closely matched the
source profile of coal-tar—sealed pavement dust (Figure 5;
Supplemental Data, Figures S3 and S4). The x? statistic between
the mean profile of the 33 streambed sediment samples and that
of the PAH source CTD7 was 0.008, 1 to 2 orders of magnitude
lower than with other PAH sources (Supplemental Data,
Table S9). Sample WMD-01, analyzed separately from other
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streambed sediment samples because of its different profile, did
not closely match any of the sources (Supplemental Data,
Figures S5 and S6).

Principal components analysis

Two separate principal components analyses were per-
formed, 1 using the 12-compound PAH profiles and all
noncreosote sources and the other using the 11-compound
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PAH profiles and all sources, including creosote. In the 12-
compound analysis, principal components 1 to 4 each explained
more than 10% of the variance for a cumulative 79% of the
variance in the overall dataset (Supplemental Data, Figure S7).
In the 11-compound analysis, principal components 1 to 4 each
explained more than 10% of the variance for a cumulative 81%
of the variance (Supplemental Data, Figure S8). Using 4
components from each of the 12- and 11-compound principal
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Figure 6. Euclidean distances between sources (excluding creosote) and
samples for principal components analysis components 1 through 4 using
12-compound polycyclic aromatic hydrocarbon (PAH) profiles. Boxes =
25th to 75th percentiles; dark line =median; whiskers = 1.5 X the inter-
quartile range (IQR); circles =values outside 1.5 x the IQR; CTD7 =
coal-tar—sealed pavement dust, 7-city average; CTD6 = coal-tar—sealed
pavement dust, 6-city average; PIN1=pine wood soot particles #1;
VAVG = vehicle/traffic average; CCB1 = coal average; PIN2 = pine wood
soot particles #1; PPLT =power plant emissions; GVEM = gasoline
vehicle particulate emissions; TUN1 = traffic tunnel air; ASP2 = asphalt;
DVEM =diesel vehicle particulate emissions; RESI=residential
heating; UMO2 = used motor oil #2; FOC1 = fuel-oil combustion particles;
COKE = coke oven emissions; TIRE =tire particles; OAKS = oak wood
soot particles; UMO1 =used motor oil #1.

component analysis results, Euclidean distances between
sources and the streambed sediment samples, computed for
all paired combinations of principal components, consistently
identified coal-tar—sealant dust as the source with PAH profiles
most similar to streambed sediment samples (Figure 6;
Supplemental Data, Figure S9). In addition, pairwise graphs
of all combinations of components 1 to 4 for these principal
component analyses indicated that the PAH profile of coal-
tar—sealant dust was similar to most samples (Supplemental
Data, Figures S7 and S8). Other sources plotting near-streambed
sediment samples in some, but not all, principal component
combination graphs were pine combustion #1, coal combustion
average, and vehicle average. Sources most distant from
streambed sediment samples were coke oven emissions, used
motor oil (numbers 1 and 2), fuel oil combustion, tire particles,
oak combustion, and creosote.

Chemical Mass Balance receptor model

For each streambed sediment sample, the CMB model
was run 79 times to converge on the 3 to 5 most likely PAH
sources. Six samples were omitted because of nondetections,
and WMD-01 was omitted because all models for that
sample failed to meet the basic model performance criteria
described in the CMB Manual (R2 > 0.8, x2 < 2.0, mass
percentage between 80% and 120% [36]), indicating that the
primary source of PAHs in WMD-01 was not available in the
model.

The R? values of the final models for each of the remaining
33 samples were 0.96 to 1.00 (median, 1.00), X2 values were
0.01 to 0.42 (median, 0.05), and percentage mass values were
96.3 to 103.6 (median, 100.4; Supplemental Data, Table S10).
Based on the final models, coal-tar—sealant pavement dust was
an important PAH source (7-statistic > 2.0) to all 33 samples,
and was the primary PAH source to 32 samples (Figure 7). The
model-estimated contribution of coal-tar—sealant pavement dust
ranged from 41% to 94% (mean, 77%; median, 78%) of the total
PAHs in each sample. Contributions from other sources often
did not meet the basic model performance criteria (7-statistic
< 2.0), lending support to the inclusion of only 4 to 7 sources in
each model run.
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Figure 7. Source contributions of polycyclic aromatic hydrocarbons (PAHs) to Milwaukee (WI, USA) streambed sediment samples estimated by using the US
Environmental Protection Agency Chemical Mass Balance Model. em.=emissions; comb.=combustion; pvmt.=pavement; CT = coal-tar; source

abbreviations are in Table 1.

Those models in the second round that did not include
coal-tar—sealant dust generally had poorer model fit. Including
coal-tar—sealant pavement dust improved the model R? by 0.06
(mean) and the x> by 0.67 (mean; Supplemental Data,
Table S11). Mass percentage values averaged 100.2% in
models that included coal-tar—sealant pavement dust, and 96.6%

in models excluding it, indicating that coal-tar—sealant
pavement dust was an important source.
Mass fractions

Many PAH sources identified in Table 1 could not have been
the primary source of PAHs to Milwaukee streambed sediment

Table 3. Mass fraction of source material in sediment samples necessary to achieve measured polycyclic aromatic hydrocarbon (PAH) concentrations, assuming
contributions from no other sources (based on mean concentrations of each source from the literature)

SPAH,¢ concentrations

(mg/kg) Mass fraction (%)

PAH sources (n) [reference] Mean Maximum Median of samples Maximum of samples

Particulates
Creosote-treated wood (7) [59,60] 63365 97 181 0.06 0.33
CT-sealant scrapings (7) [42] 15843 25800 0.23 1.31
CT-sealed pavement dust (11) [41] 4817 11300 0.75 4.32
Gasoline exhaust/soot (2) [61] 992 1465 3.63 21.0
Diesel exhaust/soot (7) [61] 115 671 31.2 > 100
Tire particles (6) [61,62] 106 226 34.0 > 100
Road dust (1) [62] 58.7 58.7 61.3 > 100
Traffic tunnel dust (5) [63] 22.6 25.0 > 100 > 100
Unsealed asphalt pavement dust (7) [41] 17.2 48.7 > 100 > 100
Brake lining particles (1) [62] 16.2 16.2 > 100 > 100
Wood combustion (4) [64,65] 14.1 29.7 > 100 > 100
Concrete parking lot dust (2) [41] 11.4 15.1 > 100 > 100
Asphalt (12) [16,61] 11.1 28.0 > 100 > 100
Asphalt-sealed pavement dust (3) [41] 8.50 10.9 > 100 > 100

Liquids
CT sealant product (1) [42] 30900 30900 0.12 0.67
Motor oil, used (9) [61,66] 610 1295 5.90 34.1
Motor oil, unused (1) [66] 2.6 2.6 > 100 > 100

3PAH,;¢ = sum concentration of US Environmental Protection Agency 16 priority pollutant PAH compounds; n = number of samples; CT = coal tar.
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samples because they have PAH concentrations lower than
those in streambed sediment (Table 3), even before being
diluted by the silt, sand, and organic material that make up the
bulk of streambed sediment. For example, the median
streambed sediment sample concentration of 36mg/kg
(SPAH,¢) was greater than the typical concentration of traffic
tunnel dust, unsealed asphalt pavement dust, brake lining
particles, wood combustion, concrete parking lot dust, asphalt,
and asphalt-sealed pavement dust, eliminating these as likely
primary sources. In fact, for most PAH sources, an unlikely
mass fraction of source material (>5%) would have been
required to achieve the streambed sediment sample PAH
concentrations measured in the present study. Only those PAH
sources with the highest concentrations—those related to
creosote and coal-tar sealant—could reasonably have achieved
the concentrations observed in most streambed sediment
samples at realistic mass fractions (<5% [16]).

DISCUSSION

The 3XPAH,c concentrations in streambed sediment
measured in the present study (1.6-208 mg/kg; median,
36.0 mg/kg), which are comparable to or higher than concen-
trations in sediments from other urban areas in the United
States [7,12,39,40,47], likely adversely affect ecosystem health.
The PAH-specific sediment quality guidelines (PECQs and
S ESBTUs) and laboratory toxicity tests indicate likely toxicity of
these streambed sediments to benthic organisms at as many as
78% of sampled streams. Other studies support these findings. A
laboratory study of frogs (Xenopus laevis) found significantly
stunted growth and slower development after exposure to
coal-tar—sealant spiked sediment with a XPAH ¢ concentration of
30mg/kg and complete mortality at a XPAH, concentration
of 300 mg/kg [48]. Another study reported significant effects
on aquatic community health, including species abundance and
richness, at stream sites with higher PAH concentrations
(ZPAH,¢ 0.75-32mg/kg) compared with upstream locations
with lower PAH concentrations (XPAH;¢ 0.04-3.9 mg/kg) [39].

Laboratory toxicity tests on H. azteca showed no adverse
effects prior to UV exposure, despite PAH concentrations in
many samples well above sediment quality guidelines.
However, after the 4-h UV exposure, H. azteca exhibited
significantly decreased mobility and survival with increasing
PAH concentrations, consistent with sediment quality guide-
line-based estimates. The UV-induced toxicity (phototoxicity)
is important because UV transmission to the benthos is likely at
many of the sampled streams, characterized by clear, shallow
water (<50-cm depth) and partial or no canopy cover [49]. The
PAHs are among the most potent and most commonly occurring
phototoxic compounds in urban areas [50,51], and PAH-related
phototoxicity has been reported by a number of stud-
ies [26,52-54], with UV radiation increasing toxicity by up to
several orders of magnitude [26,54]. The occurrence of toxicity
only after UV exposure in the present study is a strong indicator
that PAHs were the cause of the toxicity, rather than other
contaminants potentially present in the sediment.

The source identification methods used in the present study
have important limitations and uncertainties. Some of these
include uncertainties in PAH compound concentrations for both
the PAH sources (from the literature) and the streambed
sediment samples, varying levels of PAH data quality in the
literature, inability of ratios and profiles to completely capture
the variability in PAH sources, the potential for weathering to
affect PAH profiles in sediment samples, and potential
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misinterpretation of results if an important PAH source is not
included in the analysis. The use of a multiple-lines-of-evidence
approach mitigates the uncertainties of individual methods and
strengthens the overlapping conclusions [10,11]. The land-use
analysis is the least influenced by these uncertainties because it
relies only on total PAH concentrations and watershed
attributes.

The source identification methods used in the present study
consistently indicated that coal-tar—based pavement sealant was
likely the primary source of PAHs to the majority of sampled
streambed sediments. The dominance of high molecular weight
over low molecular weight compounds and the dominance of
parent over alkylated compounds both indicated a pyrogenic
rather than petrogenic source (Supplemental Data, Figure S1).
Therefore, uncombusted petroleum products—including gaso-
line, diesel, home heating oils, and engine oils—were not likely
to be primary sources of PAHs to the sediments sampled. Mass
fraction analysis demonstrated that PAH concentrations of most
of the pyrogenic source candidates are too low for these sources
to have been primary PAH contributors to the Milwaukee
sediments (Table 3) because these sources would have to
make up an unrealistic proportion (e.g., >5%) of the mass of the
sampled streambed sediment to achieve the measured PAH
concentrations.

Only 2 sources have PAH concentrations sufficiently high to
achieve the measured streambed sediment concentrations with
realistic mass fractions: creosote and coal-tar—sealed pavement
dust; however, diagnostic ratios, PAH profiles, and principal
components analysis demonstrated that creosote and creosote-
treated wood profiles were poorly correlated with those of the
Milwaukee samples. Therefore, despite creosote’s high PAH
concentrations, and the presence of railways and other creosote-
treated wood in many of the sampled watersheds, creosote is
unlikely to have been the primary source to streambed
sediments in the present study. A study of the migration of
PAHs from creosote-treated railway ties into adjacent wetlands
found that after the first year of weathering there was no
significant loss of PAHs from the ties, suggesting that decades-
old, weathered railway ties and other creosote-treated wood
likely contribute insignificant amounts of PAHs to Milwaukee-
area streams [55]. Even in Milwaukee’s Little Menomonee
River, a stream with Superfund status for historic (1921-1976)
creosote contamination, a study conducted in 2008 (after
cleanup of much of the stream) estimated that creosote
contributed only 19% of the total PAHs in shallow streambed
sediments (0—6 inches [56]).

The conclusion that coal-tar—based sealcoat is a primary PAH
source to stream sediment is further supported by the significant
relation between PAH concentrations and the percentage of
parking area in the drainage basin (r = 0.75; Figure 3) and lack of
asignificant relation with the percentage of road and street areain
the drainage basin (r = 0.07). Parking areas and roads and streets
have many similarities: they are impervious surfaces made of
asphalt or concrete, they accumulate exhaust, tire, and brake
particles, as well as leaking motor oil from cars and trucks, and
they receive atmospheric deposition of PAHs. A key difference
between the 2 land-use categories, however, is that parking areas,
if made of asphalt, commonly are treated with pavement
sealants, whereas roads and streets typically are not sealed.
Coal-tar-based pavement sealants, the dominant formulation
used in this part of the United States (i.e., east of the Rocky
Mountains) [57], contain high PAH concentrations (Table 3).
The dried sealant can wear off, and the resulting particles can be
transported by storm water runoff from parking lots [5] and
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accumulate in downstream sediments, increasing sediment PAH
concentrations by an order of magnitude or more [4,40]. The
significant relation between PAH concentrations and commer-
cial land use (r=0.65) likely resulted from the fact that
commercial land use requires parking areas, and these 2 land uses
are significantly correlated (r = 0.85). The poor relation between
PAH concentrations and all urban land uses combined (»r = 0.26)
indicates that urban land use in and of itself was not a primary
factor controlling PAH concentrations. A land-use study in
Springfield (MO, USA) reported similar findings, with sediment
PAH concentrations strongly correlated with the percentage of
sealed parking lot area within the upstream drainage area of the
sampling site, but poorly correlated with urban land use in
general [12].

The presence of PAHs in urban areas is often attributed to
urban background, a collective term for typical urban sources
such as atmospheric deposition of coal and petroleum
combustion particles. Stout et al. [46] provided a general
rule-of-thumb that PAH; ¢ sediment concentrations of approx-
imately 20 mg/kg or less are likely attributable to urban
background, but higher concentrations indicate additional point-
source contributions. Of the 40 streambed sediment samples in
the present study, 70% had PAH concentrations that exceeded
20 mg/kg, and 48% had a PAH concentration more than twice
that, indicating that urban background alone cannot account for
a large portion of the PAHs. The poor relation between PAH
concentrations and urban land use supports this conclusion
(Figure 3).

The near-ubiquity of the coal-tar signature in streambed
sediment and parking lot dust samples collected for the present
study likely results from the extremely high PAH concentration
of coal-tar pavement sealant relative to concentrations in other
urban sources. Coal tar has such a high concentration of PAHs
that even a very small quantity is likely to overwhelm the
signature of other PAH sources, and isomer ratios reflect only
the coal tar [16]. Because of the coal-tar—sealant strength, and
because sealant particles are mobile, storm water runoff, wind,
and tires disseminate the particles—and their PAH signature—
throughout the urban landscape [16,57]. This can even cause
dust from unsealed parking lots to have a coal-tar—sealant
signature, as was evidenced in the present study. Similarly, a
petrographic analysis of dust from unsealed pavement in Fort
Worth (TX, USA) reported that 92% of the PAHs in the dust
were from coal-tar pitch [58].

In conclusion, multiple lines of evidence indicate that coal-
tar—based pavement sealant was the primary source of PAHs
to the majority of streambed sediment samples collected in the
present study. Each diagnostic method identified a different
suite of potential PAH sources, but only coal-tar—based
pavement sealant was indicated by all methods. The CMB
model estimated, on average, that 77% of total PAHs to
streambed sediment samples came from coal-tar-based
pavement sealant dust, similar to findings in Springfield
MO, USA; >80% [12]) and Minneapolis (MN, USA;
67% [7]). Removing the PAH contribution from coal-
tar—based pavement sealant dust to Milwaukee-area streams
would reduce the median PECQ from 1.8 to 0.3 and lower the
percentage of sampled sites exceeding the PEC from 68% to
20%. Toxicity tests in the present study and in others [19]
indicate that such a large reduction in PECQs would
significantly improve stream health.
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